General
Diphenols 1-5, cyanuric chloride, diisopropylethylamine (DIPEA) and other reagents were obtained from commercial suppliers and used without further purification. TLC analysis was performed using pre-coated glass plates. Column chromatography was performed using silica gel (200-300 mesh). IR spectra were recorded on a Perkin-Elmer PE-983 infrared spectrometer as KBr pellets with absorption in cm -1 . 1 H NMR spectra were recorded on a Varian Mercury 400 or 600 MHz spectrometer Chemical shifts are reported in ppm, relative to the internal standard of tetramethylsilane (TMS). HRMS were obtained on a Bruker 7-tesla FT-ICR MS equipped with an electrospray source. The X-ray crystal-structure determinations of 1a and 5a were obtained on a Bruker SMART APEX CCD system. Melting points were determined using XT-4 apparatus and not corrected.
Synthesis of 1a-5a
To a solution of diisopropylethylamine (DIPEA) (2.5 equiv) in THF, diphenol 1-5 (1 equiv) and cyanuric chloride (1 equiv) were separately, but simultaneously, added slowly in THF using the high-dilution method. The resulting mixture was then stirred several hours (TLC monitoring). After that, the solvent was removed under reduce pressure, and added 50mL water to the residue, then extracted with EtOAc 3 times (3 × 50mL). The organic phase was dried by anhydrous Na 2 SO 4 , and removed the EtOAc under reduce pressure. The final residue was purified by column chromatography on silica gel (Pet-EtOAc) to afford the expected oxacalixarenes in high yields.
Spectral data of compound 1a-5a
Compound 1a. To a solution of diisopropylethylamine(DIPEA) (3.23g, 25mmol) in THF (50ml), diphenol 1 (1.1g, 10mmol) and cyanuric chloride (1.85g, 10mmol) were separately, but simultaneously, added slowly in THF using the high-dilution method at room temperature. The resulting mixture was then stirred several hours (TLC monitoring). After that, the solvent was removed under reduce pressure, and added 50mL water to the residue, then extracted with EtOAc 3 times(3 × 50mL). The organic phase was dried by anhydrous Na 2 SO 4 , and removed the EtOAc under reduce pressure. The final residue was purified by column chromatography on silica gel (Pet-EtOAc) to afford the expected oxacalixarene derivative 1a (1.33g Compound 3a. To a solution of diisopropylethylamine(DIPEA) (645mg, 5mmol) in THF (50ml), diphenol 3 (436mg, 2mmol) and cyanuric chloride (369mg, 2mmol) were separately, but simultaneously, added slowly in THF using the high-dilution method at room temperature. The resulting mixture was then stirred several hours (TLC monitoring). After that, the solvent was removed under reduce pressure, and added 50mL water to the residue, then extracted with EtOAc 3 times(3 × 50mL). The organic phase was dried by anhydrous Na 2 SO 4 , and removed the EtOAc under reduce pressure. The final residue was purified by column chromatography on silica gel (Pet-EtOAc) to afford the expected oxacalixarene derivative 3a (659.53mg, 50%) as a white solid. Compound 4a. To a solution of diisopropylethylamine(DIPEA) (645mg, 5mmol) in THF (50ml), diphenol 4 (428mg, 2mmol) and cyanuric chloride (369mg, 2mmol) were separately, but simultaneously, added slowly in THF using the high-dilution method at room temperature. The resulting mixture was then stirred several hours (TLC monitoring). After that, the solvent was removed under reduce pressure, and added 50mL water to the residue, then extracted with EtOAc 3 times(3 × 50mL). The organic phase was dried by anhydrous Na 2 SO 4 , and removed the EtOAc under reduce pressure. Compound 5a. To a solution of diisopropylethylamine(DIPEA) (645mg, 5mmol) in THF (50ml), diphenol 5 (436mg, 2mmol) and cyanuric chloride (369mg, 2mmol) were separately, but simultaneously, added slowly in THF using the high-dilution method at room temperature. The resulting mixture was then stirred several hours (TLC monitoring). After that, the solvent was removed under reduce pressure, and added 50mL water to the residue, then extracted with EtOAc 3 times(3 × 50mL). The organic phase was dried by anhydrous Na 2 SO 4 , and removed the EtOAc under reduce pressure. The final residue was purified by column chromatography on silica gel (Pet-EtOAc) to afford the expected oxacalixarene derivative 5a (652.37mg, 48%) as a white solid. 5a: mp >300℃. 
variable-temperature 1 H NMR experiments of compound 2a
FIGURE S1 variable-temperature 1 H NMR experiments of compound 2a 5. Crystallographic data and molecular structure
compound 1a:
Crystal structure data for compound 1a: CCDC 779459. 
compound 5a:
Crystal structure data for compound 5a: CCDC 778338. 
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